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General Procedure for Diels-Alder reaction of diynones:
To a solution of diynone 1 (1.0 equiv.) and diene 2 (5.0 equiv.) in dichloromethane (ca. 0.05-0.15 M) was added dimethylaluminum chloride (1.0 M in hexanes, 1.0 equiv.) slowly over 10 minutes. The reaction mixture was stirred at room temperature for 1-5 h, quenched with dilute aq. NaHCO 3 , dried over anhydrous MgSO 4 and filtered. The solvent was removed in vacuo and the crude product was purified by column chromatography (silica gel).
1-benzoyl-2-[2-(trimethylsilyl)ethynyl]-4,5-dimethyl-1,4-cyclohexadiene (3a):
This reaction was performed according to the general procedure (305 mg of diynone 1a and 748 µL of diene 2a). Purification by column chromatography (toluene) afforded 3a (366 mg, 88%) as a pale yellow oil: R f = 0.52 (toluene); 1 
1-ethanoyl-2-[2-(trimethylsilyl)ethynyl]-4,5-dimethyl-1,4-cyclohexadiene (3b)
:
3-(2-benzoylphenyl)-1-(2-methoxyphenyl)-2-propyn-1-one (8):
To a solution of 6 (172 mg, 0.561 mmol) and 2-methoxybenzoyl chloride (105 mg, 0.616 mmol) in 25 mL dichloromethane was added aluminum chloride (88 mg, 0.65 mmol) slowly over 3 minutes at room temperature. The reaction mixture was stirred at room temperature for 1h. The reaction was quenched with dilute aq. NaHCO 3 , the layers separated, the organic S12 layer dried over anhydrous MgSO 4, and filtered. The solvent was removed in vacuo and the crude product was purified by column chromatography (1:3 EtOAc/hexanes) to yield Figure S1 . 1 H NMR spectrum of compound 3a. 
